Decarboxylative Bromination of Thiazole Core and Consecutive Cross-Coupling Reactions
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Supporting Information
[bookmark: _Toc29364331]Crystallographic data of 4a (S3)
Crystal Structure Determination of 4a
The intensity data were collected on a Nonius KappaCCD diffractometer, using graphite-monochromated Mo-K radiation. Data were corrected for Lorentz and polarization effects; absorption was taken into account on a semi-empirical basis using multiple-scans [1-3].
[bookmark: _GoBack]The structure was solved by direct methods (SHELXS [4] )and refined by full-matrix least squares techniques against Fo2 (SHELXL-2018 [4]). The hydrogen atoms were located by difference Fourier synthesis and refined isotropically. All non-hydrogen atoms were refined anisotropically [4].  MERCURY [5] was used for structure representations.  
[bookmark: Text22]Crystal Data for 4a : C10H9BrN2O S, Mr = 285.16 gmol-1, colourless prism, size 0.088 x 0.068 x 0.062 mm3, triclinic, space group P ī, a = 6.7420(6), b = 8.2667(8), c = 11.0176(8) Å,  = 69.502(5),  = 88.199(5),  = 70.123(4)°, V = 538.23(8) Å3 , T= -140 °C, Z = 2, calcd. = 1.760 gcm-3, µ (Mo-K) =  39.85 cm-1, multi-scan, transmin: 0.5104, transmax: 0.7456, F(000) = 284, 6336 reflections in h(-8/8), k(-10/10), l(-13/14), measured in the range 1.983°    27.456°, completeness max = 98.6%, 2403 independent reflections, Rint = 0.0433, 2061 reflections with Fo > 4(Fo), 172 parameters, 0 restraints, R1obs = 0.0480, wR2obs = 0.1054, R1all = 0.0625, wR2all = 0.1157, GOOF = 1.109, largest difference peak and hole: 1.209 / -0.549 e Å-3. 
Supporting Information Available: Crystallographic data deposited at the Cambridge Crystallographic Data Centre under CCDC-1971598 for  4a contain the supplementary crystallographic data excluding structure factors; this data can be obtained free of charge via www.ccdc.cam.ac.uk/conts/retrieving.html (or from the Cambridge Crystallographic Data Centre, 12, Union Road, Cambridge CB2 1EZ, UK; fax: (+44) 1223-336-033; or deposit@ccdc.cam.ac.uk).
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[bookmark: _Toc29364332]Table 1.  Crystal data and structure refinement for fo6862.

Identification code 	FO6862
Empirical formula 	C10 H9 Br N2 O S
Formula weight 	285.16
Temperature 	133(2) K
Wavelength 	0.71073 Å
Crystal system 	Triclinic
Space group 	P-1
Unit cell dimensions	a = 6.7420(6) Å	= 69.502(5)°.
	b = 8.2667(8) Å	= 88.199(5)°.
	c = 11.0176(8) Å	 = 70.123(4)°.
Volume	538.23(8) Å3
Z	2
Density (calculated)	1.760 Mg/m3
Absorption coefficient	3.985 mm-1
F(000)	284
Crystal size	0.088 x 0.068 x 0.062 mm3
Theta range for data collection	1.98 to 27.46°.
Index ranges	-8<=h<=8, -10<=k<=10, -13<=l<=14
Reflections collected	6336
Independent reflections	2403 [R(int) = 0.0433]
Completeness to theta = 27.46°	97.5 % 
Absorption correction	Semi-empirical from equivalents
Max. and min. transmission	0.7456 and 0.5104
Refinement method	Full-matrix least-squares on F2
Data / restraints / parameters	2403 / 0 / 172
Goodness-of-fit on F2	1.110
Final R indices [I>2sigma(I)]	R1 = 0.0480, wR2 = 0.1054
R indices (all data)	R1 = 0.0625, wR2 = 0.1157
Largest diff. peak and hole	1.209 and -0.549 e.Å-3




[bookmark: _Toc29364333]Table 2.  

 Bond lengths [Å] and angles [°] for  fo6862.
_____________________________________________________ 
Br(1)-C(3) 	1.864(4)
S(1)-C(3) 	1.722(4)
S(1)-C(1) 	1.724(5)
O(1)-C(2) 	1.334(5)
O(1)-C(4) 	1.448(5)
N(1)-C(1) 	1.312(5)
N(1)-C(2) 	1.368(5)
N(2)-C(6) 	1.339(6)
N(2)-C(10) 	1.341(6)
C(1)-C(6) 	1.472(6)
C(2)-C(3) 	1.368(6)
C(4)-C(5) 	1.512(6)
C(4)-H(4A) 	0.99(5)
C(4)-H(4B) 	0.93(6)
C(5)-H(5C) 	0.98(5)
C(5)-H(5B) 	0.96(5)
C(5)-H(5A) 	0.96(5)
C(6)-C(7) 	1.384(6)
C(7)-C(8) 	1.381(6)
C(7)-H(7) 	0.92(5)
C(8)-C(9) 	1.382(7)
C(8)-H(8) 	1.04(6)
C(9)-C(10) 	1.387(7)
C(9)-H(9) 	1.00(5)
C(10)-H(10) 	1.01(5)

C(3)-S(1)-C(1)	88.3(2)
C(2)-O(1)-C(4)	115.6(3)
C(1)-N(1)-C(2)	110.6(4)
C(6)-N(2)-C(10)	116.8(4)
N(1)-C(1)-C(6)	124.2(4)
N(1)-C(1)-S(1)	115.6(3)
C(6)-C(1)-S(1)	120.2(3)
O(1)-C(2)-N(1)	122.5(4)
O(1)-C(2)-C(3)	122.8(4)
N(1)-C(2)-C(3)	114.7(4)
C(2)-C(3)-S(1)	110.9(3)
C(2)-C(3)-Br(1)	126.2(3)
S(1)-C(3)-Br(1)	122.9(3)
O(1)-C(4)-C(5)	107.6(4)
O(1)-C(4)-H(4A)	109(3)
C(5)-C(4)-H(4A)	109(3)
O(1)-C(4)-H(4B)	108(3)
C(5)-C(4)-H(4B)	108(3)
H(4A)-C(4)-H(4B)	114(4)
C(4)-C(5)-H(5C)	108(3)
C(4)-C(5)-H(5B)	112(3)
H(5C)-C(5)-H(5B)	114(4)
C(4)-C(5)-H(5A)	106(3)
H(5C)-C(5)-H(5A)	111(4)
H(5B)-C(5)-H(5A)	107(4)
N(2)-C(6)-C(7)	123.7(4)
N(2)-C(6)-C(1)	115.5(4)
C(7)-C(6)-C(1)	120.8(4)
C(8)-C(7)-C(6)	118.7(4)
C(8)-C(7)-H(7)	120(3)
C(6)-C(7)-H(7)	121(3)
C(7)-C(8)-C(9)	118.7(5)
C(7)-C(8)-H(8)	121(3)
C(9)-C(8)-H(8)	121(3)
C(8)-C(9)-C(10)	118.6(4)
C(8)-C(9)-H(9)	119(3)
C(10)-C(9)-H(9)	122(3)
N(2)-C(10)-C(9)	123.5(4)
N(2)-C(10)-H(10)	111(3)
C(9)-C(10)-H(10)	125(3)
_____________________________________________________________ 
Symmetry transformations used to generate equivalent atoms.
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